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The reactions of disulfides with various N-halogen compounds have been repor- 
ted by several authors. Generally cleavage of the sulfur-sulfur bond occurs and 
a sulfur-nitrogen bond is formed. Depending on the N-halogen compound, a single 
bond2) or a double bond3) may be formed. This paper deals with the reaction of 
some N-chloro formimidoyl chlorides with dimethyl disulfide and with diphenyl- 
disulfide respectively; N-methylthio or N-phenylthio formimidoyl chlorides are 
formed according to the following reaction scheme: 
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Bifunctional N-chloro formimidoyl chlorides react in an analogous way: 
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reaction products are obtained in a comparable yield, when sulfuryl 
added to a mixture of the nitrile and a disulfide in the presence of 
amounts of chloride anions 4, (except for the gaseous nitriles). 
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Experimental procedure: 
Reactions 1, 2 and 3: Equivalent amounts of the N-chloro formimidoyl 
and the disulfide were mixed at room temperature. After some time an 
1691 
(4) 
chloride5) 
orange 
1692 No. 18 
colour was observed in the reaction mixture, due to the formation of the sul- 
fenyl chloride. After being kept at room temperature overnight, the reaction 
mixture was distilled to remove the sulfenyl chloride formed. The residue was 
distilled or recrystallized to yield the N-methylthio or the N-phenylthio 
formimidoyl chloride. 
Reaction 4: Equivalent amounts of the nitrile (liquid) and disulfide and DMF 
(0,5%) as a catalyst were mixed at room temperature. Sulfuryl chloride was added 
dropwise. The reaction mixture was treated as above. Reactions with gaseous ni- 
triles (excess) were performed in a Carius tube. 
Compounds prepared: 
R, R', yield, physical constants and specific experimental requirements given. 
From reaction 1: 
I: Cl, 
II: Cl, 
III: CC13' 
IV: CC13' 
v: CaN, 
VI: C:N, 
VII: CCl2-CaN, 
VIII: CC12-CrN, 
From reactions 2 
IX: 
x: 
XI: 
XII: 
From reaction 4: 
CH3 I 87%, b.p.13 : 37 
0 20 = , nD 1.5409, CH2C12 solvent. 
c6H5, 90%,.b.p.3 : 104-lOSo, ng" = 1.6210. 
CH3, 848, b.p.1 : 57O, ng" = 1.5688. 
COHN, 83%, b.p.O 3: 113', . ng" = 1.6273, DMF catalyst. 
CH3, 
20 63%, b.p.12 : 60-62O, nD = 1.5542. 
c6r.i5, 81%, b.p.0.3: 106-108O, m.p.: 41-43O from P.E. 40-60°. 
CH.,, 94%, b.p., : 74O, nz" = 1.5522. L 
c6H;, 728, b.p.1 oU : 136 , m.p.: 55-56 0 from P.E. 60-80°, DMF cat 
and 3: 
CH3, 63%, m.p. ISO-15lo from P.E. 80-100°, 
C6H5, 54%, m.p. 180-181° from P.E. 80-100°. 
CH2C12 solvent. 
47%, b.p.1: 123-125O, m.p. 65-67O from P.E. 60-80°. 
C6~5, 60%, m.p.: 66-68O from P.E. 60-80°, CH2C12 solvent and 
(starting compound and yield given) [ DMF catalyst. 
I: ClCzN, less than 5%; cyanuric chloride is formed. II: ClCzN, 10% (impure); 
cyanuric chloride is formed. III: CC13CzN, 82%. IV: CC13C:N, 77%. V: (CZN)~, 62%. 
VI: (CeNj2, lo%, X as impurity. VII: CC12(CsN)2r 84%. VIII: CC12(CrN)2, 90%. 
IX: V, 27%. X: (CZN)~, 20%. X: VI, 38%. x1: VII, 18%. x11: CC12(C~N)2, less than 
5%: VIII is formed. 
All compounds showed elemental analyses and spectroscopic properties in agreement 
with the proposed structures. 
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